The latex monodisperse polystyrene (PS) colloids are important for different advanced applications (e.g. in coating, biotechnology etc.). However, the size dependency of their structural properties that impacts the characteristics of the nanocomposites composed thereof is largely unknown. Here, monodisperse PS nanoparticles (MPNPs) are synthesized via emulsion polymerization in five sizes (50, 150, 300, 350, and 450 nm). The size of the PS MPNPs is tailored by controlling the reaction time, temperature, and amount of surfactant and initiator. the correlation between the particle size and structural properties of the PS MPNPs is established by different thermomechanical and optical characterizations. The smaller particles (50 and 150 nm) show a lower glass transition (T g ) and thermal decomposition temperature and a lower Raman peak intensity. Yet, they trigger a higher iR absorption, thanks to a larger surface area. When incorporated in a polyvinyl alcohol (PVA) matrix, the smaller particles impart the resulting nanocomposite a higher tensile strength, and elastic and storage moduli. Whereas, they decline the elongation and loss factor. The very few examples of the MPNPs incorporated polymeric nanocomposites have been unstudied from this perspective. Thus, these tangible knowledge can profit scalable production of this kind of nanocomposite materials for different applications in a cost/energy efficient manner.
.
The MPNPs can be synthesized through various polymerization methods such as micro-emulsion, mini-emulsion, surfactant-free emulsion, and interfacial polymerization [4] [5] [6] . The emulsion polymerization is in fact the conventional synthesis technique for a variety of specialty polymers. In this technique, water that is employed as the dispersion medium is quite ecofriendly and enables efficient heat dissipation during the synthesis. Other than water, a monomer that is hardly soluble in water, a water-soluble initiator, and a surfactant are also involved in the polymerization. The initiation step takes place as soon as the monomer and initiator molecule (or ion or a free radical) meet in the continuous phase wherein the monomer is as a solute. Eventually, solid nanoparticles form via phase separation before or after termination of the polymerization reaction 7 . Depending on the targeted application, the properties of the MPNPs need to be optimized and customized. In this regard, size plays a pivotal role and can be tuned by controlling the involved parameters in the emulsification process. For the MPNPs, the particle size is of utmost importance because it notably affects the key properties of the system composed thereof including viscosity, surface area, and packing density 7 . On the other hand, size of the nanoparticles dictates the nanoparticle's own properties such as thermomechanical ones.
Despite a large number of studies concerning the synthesis of monodisperse polymeric nanoparticles, there have been few and almost non-existent researches showcasing the relationship between size and structural properties of the MPNPs. Here, we synthesize the polystyrene (PS) MPNPs at different sizes and for the first time, to the best of our knowledge, monitor their thermal, optical, and mechanical properties versus size. An association between the MPNPs size and their thermomechanical and optical properties can later profit the relevant applications. For instance, development of coatings based on the polymer nanoparticles that are free of volatile organic compound (zero-VOC coating) and thus ecofriendly could be achieved through optimizing glass transition temperature (T g ) versus the particle size 8 . VOCs are utilized in order to reduce the T g of the particle, thereby easing the manufacture of the films that are resistant against cracking. In case, T g is declined simply by changing the particle size, there would be no need to use of VOC. Another example is the fabrication of the nanocomposites whose mechanical properties can be tailored by inclusion of polymeric nanoparticles in different morphologies, sizes, and filling factors.
In this study, not only for the first time, the correlation between the size of the PS MPNPs and their thermomechanical and optical properties is investigated, but also via a simpler, and less energy consuming approach compared to the melt compounding, an elastomeric (polyvinyl alcohol; PVA based) nanocomposite is made. This synthesis enables uniform dispersion and orientation of the PS MPNPs within the polymer matrix, readily by mixing the particles suspension in the polymer matrix aqueous solution. The fabrication method of the mentioned nanocomposite is not novel per se but allows for associating the nanoparticle size and mechanical properties of the as-synthesized material. The knowledge extracted from this investigation can be beneficial for large scale production of this kind of nanocomposites for different applications in a cost/energy efficient manner.
Results and Discussions
Morphology of the synthesized nanoparticles. The morphology of the PS MPNPs in different sizes is shown in Fig. 1a -e. While the majority of the MPNPs including PS1, PS2, PS3, and PS5 are totally monodisperse, PS4 (Fig. 1d) is an exception and contains a negligible amount of smaller nanoparticles.
Size dependent thermal properties of the nanoparticles. Figure 2a shows the DSC curves for the PS MPNPs with different sizes. Based on these curves, the glass transition temperatures (T g s) corresponding to each size was measured using the midpoint method by intersecting the DSC trace. The determined values are shown in Fig. 2b and tabulated in Table 1 . Additionally, the increments of the specific heat capacity taking place at T g are presented in Fig. 2b . It is apparently seen that T g rises proportionally with the particle size from 92 to 108 °C.
The higher T g for the larger nanoparticles (PS3, PS4, and PS5) could be attributed to their less exposed surface area and thus lack of sensitivity to heating compared to the smaller ones (PS1 and PS2). Accordingly, heat absorption by the larger nanoparticles takes place more slowly and the glassy to rubbery transition proceeds with much higher energy consumption. While the PS1 MPNPs require only 266 J to undergo the transition, the PS5 ones cost 414 J. Such a finding i.e. the correlation of T g and specific heat capacity to the nanoparticle size has been previously declared by other researchers, as well 9, 10 . The relationship between the ΔC p (r) (i.e. the heat capacity difference between the glassy and rubbery state) and T g (r) with the nanoparticle size (r) can be explained through the following Eqs. (1 and 2) 10 : Figure 1 . SEM images show the PS MPNPs at different particle sizes of: (a) PS1 (50 ± 6 nm), (b) PS2 (150 ± 12 nm), (c) PS3 (300 ± 8 nm), (d) PS4 (350 ± 6 nm), and (e) PS5 (450 ± 10 nm) (The scale bar represents 500 nm). The particle sizes were measured by Delsa Nano C, DLS, and SEM images (by using software Digital Micrograph Demo 6.3.5). The obtained results were averaged.
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where ( ) C p Δ ∞ is the heat capacity difference between the bulk glass and bulk liquid at T g (∞). r 0 is the critical radius whereat all atoms of the nanoparticle are located on its surface. R denotes the ideal gas constant. The above equations clearly verify that for the MPNPs with a smaller size (r), given a constant r 0 , R, T g (∞) and ( ) C p Δ ∞ , a lower ΔC p (r) and T g (r) could be expected.
TGA was also carried out to scrutinize the degradation behavior and thermal stability of the PS MPNPs when subjected to high temperatures. Figure 2c shows the TGA curves for the PS MPNPs at a heating rate of 20 K.min −1 . As seen here, the thermal degradation of the PS MPNPs occurs mainly in the range of 260-470 °C, www.nature.com/scientificreports www.nature.com/scientificreports/ depending on the particle size. While the degradation of 50 nm PS MPNPs starts at 250 °C (T onset ) (with a weight loss of 2.85%), the 450 nm PS MPNPs undergo a degradation process at 350 °C (T onset ) (with a primary negligible weight loss of 0.3%). This discrepancy implies the higher thermal stability of the larger PS MPNPs, most likely due to their lower exposed surface area. The weight loss goes on up to 440 °C thereafter the sample weight remains fixed, implying ash formation. An identical size dependency of thermal degradation behavior for nanoparticles has been also reported by Mohamed et al. 11 though for a ceramic material.
Size dependent surface phonon modes of the nanoparticles. Raman spectroscopy is a reliable technique for exploration of the structural characteristics of nanoparticles as a function of their size. Any change in the Raman spectra with decreases in particle size can be readily tracked. In fact, the Raman analysis not only enables determination of nanoparticle size, but also provides information about the surface modes of the nanoparticle caused by its finite size. With respect to the latter, the surface modes prevail with the particle size decline and enlargement of the surface-to-volume ratio, thereby emerging new bands 12 . Figure 3a shows the Raman spectra for the PS MPNPs within the range of 3000-3100 cm −1 representing the aromatic CH stretching (at 3055 cm −1 ) 13 . As seen here, the peak intensity declines and the Raman bands are broadened with the nanoparticles' shrinkage. Such a behavior has been previously reported by Choi et al. 12 . As they state, for smaller TiO 2 nanoparticles, the Raman bands shift to higher wavenumbers and their intensities relatively decrease. When the particle size lies in the nanometer scale, the vibrational properties undergo two important changes. First, a volume contraction takes place within the nanoparticle by the size-induced radial pressure. This structural change raises the force constants as a result of the lower interatomic spacing. Second, the nearest neighboring shells are notably affected by the particle's shrinkage. This effect gives rise to increment of the mean square relative displacement (MSRD), thereby declining the vibrational amplitudes of the nearest neighbor bonds 14 , as similarly recorded in our study.
Size dependent optical properties of the nanoparticles. FTIR is another vibrational spectroscopy
technique that provides useful information regarding the chemical structure of a polymeric system. Any particle size dependent change in the FTIR spectra could be attributed to alteration in vibrational modes and atom-atom bonding caused by size induced re-arrangements. Figure 3b shows the FTIR absorbance spectra for the PS MPNPs in the range of 2800-3100 cm −1 . In this selected zone, the peak appearing at 2940 cm −1 is characteristic of the out-of-plane bending vibration of C-H in the benzene ring 15 . Apparently, the nanoparticles with the sizes of 50 and 150 nm, i.e. PS1 and PS2 show a much larger IR absorption compared to the rest of the particle sizes. Such a size-dependent optical property of the PS MPNPs whose size is around a few hundred nanometers, is totally different from the "quantum confinement effect", typically seen in the semiconductor ultra-small particles (smaller than 10 nm in diameter) 16 . On the other hand, the Mie theory, traditionally used for metal nanoparticles, does not apply here. In fact, the Mie scattering justifies the shift in the absorption peak's position rather than its broadening or intensification. The small nanoparticles' intensive IR absorption could be attributed to the extraordinary surface area of these nanoparticles involving a higher density of the surface constituting atoms or altering the lattice state 17 . The enhancement of the surface area provokes lattice softening and thereby reduces the intermolecular Coulombic interaction energies and expands the band gaps. In analogue to our results, the impact of particle size on IR absorption of other organic nanoparticles including 1-phenyl-3-((dimethylamino)styryl)-5-((dimethylamino)phenyl)-2-pyrazoline (PDDP) 16 has also been reported.
Size dependent thermomechanical properties of the nanoparticulate composites. PVA is an eco-friendly, inexpensive, non-toxic, and biocompatible polymer and has extensively attracted research attention for development of coating, nanofiber, and bulk materials 18 . Particularly, the PVA nanocomposites have been appealing for a wide range of applications including biomedicine 19 , gas separation 20 , resistive switching 21 , opto-electronics 22 among others. Despite the remarkable potential of the PVA nanocomposites, it is mechanically weak and needs to be reinforced 18 . In this regard, controlled construction of the material by engineering of the www.nature.com/scientificreports www.nature.com/scientificreports/ nanofillers' characteristics e.g. to induce the desired thermomechanical properties is challenging. Here, we incorporate the PS MPNPs with different sizes into PVA to optimize its mechanical properties while correlating the nanoparticle size and the mechanical properties of the PVA nanocomposite. As mentioned earlier, the obtained results can be favorable for the scalable production of this kind of nanocomposite materials for a variety of applications in a cost/energy efficient manner.
Figure 4a-e shows the morphology and distribution mode of the PS MPNPs within the PVA matrix. As seen in the SEM images, the nanoparticles are uniformly distributed across the PVA matrix. There are two main factors governing the uniform distribution of the PS MPNPs. From one hand, the compounding method and water evaporation lead to regular arrangement of the particles. On the other hand, it is assumed that the remaining surfactant on the surface of the nanoparticles can optimally interact with the polar functional groups of PVA (e.g. via hydrogen bonding), Fig. 4f . Cooperatively, the two factors give rise to a homogenous dispersion of the nanoparticles within the matrix. This characteristic is quite promising for isotropicity of the structural properties of the resulting nanocomposite. It is worthy to note that in many technical applications, nanoparticles tend to agglomerate, thereby forming clusters whose size exceeds nano-regime. Accordingly, by the presence of such large clusters, violating the nanoparticles behavior, the interfacial area, i.e. the zone wherein the interaction between the filler and the polymer takes place, declines notably 23 . As a result, the volume fraction of the interphase shrinks and its impact on the mechanical properties of the nanocomposite is neutralized. Additionally, induced by the www.nature.com/scientificreports www.nature.com/scientificreports/ agglomeration, the nanoparticles accumulate in specific regions and the other areas of the polymer remain unoccupied and their properties unaffected [24] [25] [26] [27] [28] . Therefore, homogenization of the nanoparticles distribution in a polymer matrix is of great importance.
To mechanically characterize the PS/PVA nanocomposites, tensile test and DMA were considered to image the mechanical performance of the materials under static and dynamic loading modes. The tests were aimed at correlating the mechanical properties of the nanocomposite to the particle size of the inclusion and also probing how stable and robust the interface of the nanoparticles and the matrix is. Table 2 and Fig. 5a show the tensile properties of the samples including Young's modulus, E, tensile strength (σ M ), and elongation (ε M ). According to Table 2 , the nanocomposites are notably superior to the neat PVA, in terms of elastic modulus and tensile strength. However, they exhibit a significantly lower elongation at break. This optimized mechanical performance is mainly attributed to the strengthening effect of the MPNPs included that challenge chain mobility of the polymer matrix 29, 30 . The nanoparticles act as physical barriers and the likely hydrogen bonding between them and the matrix, mediated by the surfactant exacerbates the deformability of the nanocomposites. Among the nanocomposites, as seen in Fig. 5a , both the E modulus and tensile strength rise by decrease of the PS MPNPs' size. As seen in Table 2 , tensile strength and elastic modulus of the sample with 50 nm MPNPs are 101 and 3950 MPa, respectively. Whereas, such quantities for the sample with 450 nm MPNPs are 72 and 3360 MPa, respectively. In contrast to elastic modulus and tensile strength, elongation declines for the samples with the PS MPNPs smaller than 300 nm. The fracture elongation ranges from 23% to 75% for the samples containing small (50 nm) and large (450 nm) particles, respectively. Such mechanical performances could be attributed to the discrepancy in the number and the nature of the MPNPs distributed in the PVA matrix. The smaller particles are stiffer and outnumbers the larger ones. Accordingly, a more extensive area of the matrix is in direct contact with the small MPNPs rather than the larger ones, resulting in a higher elastic modulus and tensile strength. However, given the relatively poor bonding (via secondary intermolecular forces) of the PS MPNPs and PVA, the surrounding area of each particle is considered as a void, in fact, and a cracking initiation point. Accordingly, the smaller, stiffer particles endow the matrix with a higher robustness and stiffness, because they ). www.nature.com/scientificreports www.nature.com/scientificreports/ restrict the matrix' mobility and deformation by applying a mechanical restraint. As Fu et al. 31 state the polymer chains' mobility is exacerbated in the proximity of the nanoparticles thanks to a notable attraction tendency between the chain's segments and the repulsive potential imposed to the polymer from the adjacent nanoparticles. Despite improvement of stiffness, the small nanoparticles form a higher density of voids, engendering lower elongation. While the tensile forces is applied, crazes start to emerge as soon as the stress exceeds a critical value. In general, in the case of such nanocomposite systems, where efficient load transfer between the filler and the matrix is impeded, de-wetting across the phase boundary shapes a tiny cap-like cavity over the nanoparticle. Such a cavity provokes additional stress concentration around its sharp edge, engendering initiation of craze with a lower stress expense as compared to the nanocomposites with higher interfacial strength with no de-wetting 31 . Figure 5b schematically demonstrates the superior mechanical performance of the nanocomposites containing smaller MPNPs. In this regard, there have been several models that confirm the positive impact of particle size on tensile strength in the multicomponent polymeric systems as ours. For instance, it has been shown that the strength of silica filled epoxy increases with shrinkage of the filler size as (Eq. 3) 32 :
where σ c and σ m denote the strength of the composite and matrix, respectively, V p represents the particle volume fraction and k p (V p ) is a constant that depends on the volume fraction, d p also denotes the particle size (diameter). Such a correlation is also defined in a different way for a similar silica filled epoxy composite as (Eq. 4) 33 :
where S is a constant and Ds i.e. the interparticle distance is expressed as (Eq. 5):
Apparently, both the models imply that a smaller nanofiller size confers the related composite with a larger tensile strength, as we observed in our nanocomposite.
SEM images of the fracture surface of the samples, Fig. 6a ,b, imply that a more brittle fracture takes place for the samples with smaller PS MPNPs. With respect to the larger MPNPs, the number of voids is notably less and they can partly get involved in the stretching process alongside the polymer matrix. Figure 6c -e clearly indicates elongation of the particles (as much as 1 µm) alongside the polymer. Thus, cooperatively, the PS/PVA nanocomposites encapsulating larger particles show higher elongation of up to 75%. In contrast, when using small particle sizes, de-bonding takes place and voids form that hamper stress transfer at the particle/polymer interface 34, 35 . Similarly, a same effect of particle size and particularly the small sized particles on viscoelastic properties and rheology of an acrylic polymer has been previously reported 36 . The effect of the particle size on the dynamic mechanical properties of the PVA nanocomposites can be monitored by DMTA while they are heated, and through quantities such as loss factor (tanδ) and storage modulus (E'). Figure 5c shows the temperature dependent variation for storage modulus (E') of the PS MPNP/PVA nanocomposites. Apparently, the storage modulus for all the samples declines at 60-75 °C due to the glass transition of www.nature.com/scientificreports www.nature.com/scientificreports/ the PVA matrix. Compared to PVA, the nanocomposites reach minima at a slightly lower temperature, while their minima takes place at a larger modulus. This observation indicates the higher stiffness of the nanocomposites, especially the ones containing smaller MPNPs and on the other hand the lower energy required for segmental mobility, likely due to presence of voids enabling expansion of the structure. The bump emerged in the rubbery plateau for the nanocomposites is arisen from the reinforcing effect of the nanoparticles for the polymer matrix 37 , which is notably higher for the smaller nanoparticles. As stated earlier, the smaller nanoparticles provide a larger surface area thus cause a higher interaction with the matrix.
The loss factor, tan δ, i.e. the ratio of loss modulus (E") to the storage modulus (E'), describes the relaxation processes in PVA and PS MPNP/PVA nanocomposites. Figure 5d shows the variation of tanδ of the PVA nanocomposites versus temperature. Based on these spectra, Tg can be assessed where tanδ peaks. Surprisingly, inclusion of the PS MPNPs shifts the tanδ peaks slightly to lower temperatures. The magnitude of this shift is dependent on the particle size so that smaller particles trigger a larger shift. While heating, the free volume of the chain segment and chains' ability to move in various directions increase. Depending on the extent and range of mobility, two main thermal transitions of α and γ are defined. Typically the γ transition occurs at a lower temperature, in contrast to the α transition or glass transition leading to the rubbery state of the polymer. According to Fig. 5d and as tabulated in Table 1 , for the PVA film the γ and α transitions take place at around 39.6 °C and 110.5 °C. With respect to the PVA nanocomposites, γ and α transitions are triggered at 34-45 °C and 100-110 °C, respectively, depending on the particle sizes. Having one α transition peak for the PVA nanocomposites could point out to a partial miscibility or some kind of interaction between the nanoparticles and the matrix 37 . This conclusion is further verified when considering uniform distribution of the nanoparticles across the matrix (Fig. 4a-c) . While no significant contribution is seen on transitions of PVA by the nanoparticles, Fig. 5d shows that the loss factor i.e. the relaxation peak declines for the nanocomposite versus the neat PVA. Such a loss is intensified for the nanocomposites containing smaller MPNPs, due to higher stiffness (storage modulus) of this group of the samples, arisen from the extensive surface area of this sort of nanoparticles in touch with the matrix.
As deduced from Fig. 5c,d , the glass transition behavior of the PS MPNP/PVA nanocomposites is relatively unpredictable versus that monitored in DSC. This could be due to this fact that in DMTA, the variation of tanδ in the glass-to-rubber softening region is influenced not only by the local segmental motions in the loss modulus at a lower temperature, but also by filler reinforcement effects on both the storage and loss modulus at higher temperatures. In the literature, there are many controversial reports concerning the effect of inclusions on the glass transition of the polymer matrix. While a few couple of studies point out to enhancement of T g by inclusion of carbon black, silica, or other particles, there are several others that show no notable effect on T g or even loss of T g
38
. Conclusively, the extent and nature of the interfacial interactions between the polymer and inclusions might play a decisive role in such behaviors.
conclusion
Here, we successfully synthesized monodisperse polystyrene nanoparticles in different particle sizes through emulsion polymerization. Subsequently, the structural properties of the nanoparticles including optical and thermomechanical ones were characterized to elaborate the size-properties association. It was shown that T g and the Raman peak intensity decline with lowering the particle size. In contrast, IR absorption rises when the particle size shrinks. The as-synthesized PS nanoparticles were incorporated within a PVA matrix to investigate their impact (in different sizes) on the mechanical properties of the resulting material. The tensile strength and E-modulus raised more notably for the smaller nanoparticles, while elongation was higher for the larger nanoparticles. Such discoveries were further verified by DMTA and under a dynamic load. The nanocomposites containing smaller nanoparticles showed a higher storage modulus and lower loss factor.
experimental Section
Materials. The styrene monomer was purchased from Sigma-Aldrich (US), purified by passing through porous silica and eventually stored at 4 °C. Sodium dodecyl sulfate (SDS) (≥98.5% GC), sulfuric acid (ACS reagent, 95-98%), polyvinyl alcohol (Mowiol 10-90, M w = 61,000), and potassium persulfate (ACS reagent, ≥99%) were purchased from Sigma-Aldrich. The ultrapure water used in the experiments was generated by an Ultra Clear UV Plus purification system (SG wasseraufbereitung und regenerier station, GmbH) with conductivity of 0.055 µS/cm. Hydrogen peroxide (30% for analysis) and ammonium hydroxide (~24% in water) were purchased from Merck KGaA and Fluka analytical, respectively. characterizations. The average particle size and size distribution of the PS MPNPs were determined by a particle size analyzer (DelsaNano C particle size analyzer, Beckman Coulter, USA) operating based on the photon correlation spectroscopy (PCS) method. The particle size of the PS MPNPs was further measured through the Dynamic Light Scattering (DLS) technique (ALV-Laser Vertriebsgesellschaft. m.b.H., Langen, Germany). The measurements were performed at room temperature by using a vertically polarized 22 mW laser light with the wavelength of 632.8 nm. The morphology of the PS MPNPs was assessed by SEM (LEO Gemini 1550 VP, Zeiss) at a 10 kV accelerating voltage. Beforehand, the particles were sputter-coated with gold. The size of the PS MPNPs imaged by SEM was also quantified using the software 'Digital Micrograph Demo 6.3.5.
To evaluate the thermal properties of the PS MPNPs, Differential Scanning Calorimetry (DSC) was performed. To do so, the equipment (Netzsch DSC Phoenix) was calibrated using indium and cyclohexane. The standard aluminum pans (50 μL) were employed to hold the samples (10 mg ± 1 mg) subjected to dynamic heating and cooling scans. The thermal treatments were carried out under the nitrogen atmosphere at the rate of 20 K/ min. A second heating process was applied to assess the thermal transitions. The thermogravimetric analysis (TGA) measurements were also done using the Netzsch TG209 F1 Iris instrument. The readings were obtained under a constant argon flow (20 mL/min) at a heating rate of 5 °C/min. www.nature.com/scientificreports www.nature.com/scientificreports/ To characterize the surface chemistry of the PS MPNPs, Fourier transform infrared spectroscopy (FT-IR) was conducted using the Bruker Equinox 55 machine. The Raman spectroscopy of the particles was also done using the Senterra Raman Bruker Optics instrument. In these measurements, the exciting laser's wavelength was 532 nm.
The mechanical properties of the PS MPNP reinforced PVA nanocomposites were quantified by a uniaxial tensile tester (Zwick model Z020, with a load cell of 0.5 N). The measurements were done under a cross-head speed of 5 mm/min at ambient temperature according to ASTM D882. The dynamic mechanical analysis (DMA) was also performed at the temperature range of 20 °C to 200 °C with a heating rate of 3 K/min. The applied frequency was 10 Hz and a fixed 1 N force was exerted for every sample.
Sample preparation. The PS MPNPs synthesis. The PS MPNPs were synthesized via emulsion polymerization under the desired conditions, tabulated in Table 3 .
The polymerization reactions were carried out in a 300 ml round-bottom one-necked flask entirely or partially filled with distilled water (according to Table 3 ). The flask was exposed to N 2 flow for 30 minutes to deoxygenate the water. Afterwards, a water cooled reflux condenser was installed at the outlet of the flask. The flask was then immersed in an oil bath equipped with a thermometer. At this stage, the surfactant was added to the flask and the temperature was increased up to 80 °C. Upon reaching the desired temperature, the purified styrene was poured into the reaction mixture. The mixture was then deoxygenated by passing N 2 flow (for 30 min). The polymerization was initiated by including the initiator at 80 °C. During the course of polymerization, the reaction medium was being steadily exposed to the nitrogen gas. Eventually, the latex dispersions of polystyrene with various particle sizes of 50 to 450 nm, depending on the parameters tabulated in Table 3 , were resulted.
Preparation of Silicon wafers.
A Si (100) plate was cut into 1 cm × 1 cm wafers, that were hydrophilized as following: First, the Si wafers were cleaned with the piranha solution (i.e. a mixture of sulfuric acid and hydrogen peroxide at the ratio of 3:1) at 80 °C for 1 hour, followed by rinsing copiously with deionized water and immediate drying with N 2 gas. After cleaning, a mixture solution of deionized water, ammonium hydroxide, and hydrogen peroxide was prepared at the ratio of 5:1:1 wherein the Si wafers were immersed and boiled at 80 °C for 1 hour. Eventually, the wafers were washed thoroughly and kept in 10% sodium dodecyl sulfate solution for 24 h.
Deposition of the PS MPNPs onto the Si wafers.
A single layer of the PS MPNPs was deposited onto Si wafers by spin coating. The as-prepared samples were used for Raman and SEM measurement. To do so, 100 µl PS suspension was spin coated on a Si wafer at 3000 rpm for 30 sec and then oven dried before further analysis. For the other tests, including DSC, TGA, and FTIR measurements, the PS MPNP containing suspensions were air dried and subsequently tested. For DMA and tensile testing, the PS MPNPs were blended with a PVA aqueous solution. For this sake, 10 mg of the PS MPNPs and 100 mg of PVA were mixed in 25 ml distilled water. The resultant solution was poured into Petri dishes and the solvent was allowed to evaporate slowly over 3-4 weeks at 40 °C to provoke homogenous distribution of the MPNPs in the PVA matrix. The as-made nanocomposite films were then dried under vacuum at 40 °C for 1 day. To exclude the residual water, the temperature was raised to 100 °C and the samples were left to be dried one more day, followed by cooling down to room temperature. The samples prepared for mechanical tests had an average dimension of 12 mm × 35 mm × 0.25 μm. Table 3 . Various polymerization conditions leading to different nanoparticle sizes.
